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SIC—SI3N4 NANOLAMINATES AS A
SEMICONDUCTOR FOR MSM SNAPBACK
SELECTOR DEVICES

FIELD OF THE DISCLOSUR.

(L]

This invention relates generally to nonvolatile memory
clements, and more particularly, to methods for forming
selector elements used 1n nonvolatile memory devices.

BACKGROUND

Nonvolatile memory elements are used 1n systems 1n which
persistent storage 1s required. For example, digital cameras
use nonvolatile memory cards to store 1mages and digital
music players use nonvolatile memory to store audio data.
Nonvolatile memory 1s also used to persistently store data in
computer environments. Nonvolatile memory 1s often formed
using electrically-erasable programmable read only memory
(EPROM) technology. This type of nonvolatile memory con-
tains tloating gate transistors that can be selectively pro-
grammed or erased by application of suitable voltages to their
terminals.

As fabrication techniques improve, it 1s becoming possible
to fabricate nonvolatile memory elements with increasingly
smaller dimensions. However, as device dimensions shrink,
scaling 1ssues are posing challenges for traditional nonvola-
tile memory technology. This has led to the mvestigation of
alternative nonvolatile memory technologies, including mag-
netoresistive random access memory (MRAM), ferroelectric
random access memory (FRAM), phase change memory
(PCM), spin transier torque random access memory (STT-
RAM), and resistive random access memory (ReRAM),
among others.

Resistive memory devices are formed using memory ele-
ments that have two or more stable states with different resis-
tances. Bistable memory has two stable states. A bistable
memory element can be placed 1n a high resistance state or a
low resistance state by application of suitable voltages or
currents. Voltage pulses are typically used to switch the
memory element from one resistance state to the other. Non-
destructive read operations can be performed to ascertain the
value of a data bit that 1s stored 1n a memory cell.

Resistive switching based on transition metal oxide
switching elements formed of metal oxide films has been
demonstrated. Although metal oxide films such as these
exhibit bistability, the resistance of these films and the ratio of
the high-to-low resistance states are often insuflicient to be of
use within a practical nonvolatile memory device. For
instance, the resistance states of the metal oxide film should
preferably be significant as compared to that of the system
(e.g., the memory device and associated circuitry) so that any
change 1n the resistance state change 1s perceptible. The varia-
tion of the difference in resistive states 1s related to the resis-
tance of the resistive switching layer. Therefore, a low resis-
tance metal oxide film may not form a reliable nonvolatile
memory device. For example, 1n a nonvolatile memory that
has conductive lines formed of a relatively high resistance
metal such as tungsten, the resistance of the conductive lines
may overwhelm the resistance of the metal oxide resistive
switching element. Therefore, the state of the bistable metal
oxide resistive switching element may be difficult or impos-
sible to sense. Furthermore, the parasitic resistance (or the
parasitic impedance, in the actual case of time-dependent
operation), (e.g. due to sneak current paths that exist in the
system), may depend on the state of the system, such as the
data stored 1n other memory cells. It 1s often preferable that
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2

the possible variations of the parasitic impedance be unsub-
stantial compared to the difference 1n the values of the high
and low resistance of a memory cell.

Similar 1ssues can arise from integration of the resistive
switching memory element with current selector elements
(also known as current limiter or current steering elements),
such as diodes and/or transistors. Control elements (e.g.
selector devices) 1n nonvolatile memory structures can screen
the memory elements from sneak current paths to ensure that
only the selected bits are read or programmed. Schottky diode
can be used as a selector device, which can include p-n junc-
tion diode or metal-semiconductor diode, however, this
requires high thermal budget that may not be acceptable for
3-dimensional (3D) memory application. Metal-Insulator-
Metal Capacitor (MIMCAP) tunneling diodes may have a
challenge of providing controllable low barrier height and
low series resistance. In some embodiments, the control ele-
ment can also function as a current limiter or control element.
In some embodiments, a control element can suppress large
currents without affecting acceptable operation currents in a
memory device. For example, a control element can be used
with the purpose of increasing the ratio of the measured
resistances 1n the high and low resistance state, further mak-
ing the non-volatile memory device less susceptible to the
noise due to parasitic impedances in the system.

Theretore, there 1s a need for a selector element that can
meet the design criteria for advanced memory devices.

SUMMARY

The following summary of the disclosure 1s included 1n
order to provide a basic understanding of some aspects and
teatures of the invention. This summary 1s not an extensive
overview of the mvention and as such 1t 1s not intended to
particularly 1dentify key or critical elements of the invention
or to delineate the scope of the invention. Its sole purpose 1s to
present some concepts of the invention 1n a simplified form as
a prelude to the more detailed description that 1s presented
below.

In some embodiments, selector elements that can be suit-
able for nonvolatile memory device applications are dis-
closed. The selector element can have low leakage currents at
low voltages to reduce sneak current paths for non selected
devices, and higher leakage currents at higher voltages to
minimize voltage drops during device switching. The selector
clement can be based on multilayer film stacks (e.g. metal-
semiconductor-metal (MSM) stacks). The semiconductor
layer of the selector element can include a silicon carbide/
s1licon nitride nanolaminate stack. The semiconductor layer
ol the selector element can include a silicon carbon nitride/
silicon nitride nanolaminate stack. Conductive materials of
the MSM may include tungsten, titanium nitride, carbon, or
combinations thereof.

BRIEF DESCRIPTION OF THE DRAWINGS

To facilitate understanding, 1dentical reference numerals
have been used, where possible, to designate 1dentical ele-
ments that are common to the figures. The drawings are not to
scale and the relative dimensions of various elements in the
drawings are depicted schematically and not necessarily to
scale.

The techmiques of the present invention can readily be
understood by considering the following detailed description
in conjunction with the accompanying drawings, in which:

FIGS. 1A-1C illustrate a schematic representation of a
ReRAM operation according to some embodiments.
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FIG. 2A illustrates a plot of a current passing through a
unipolar ReRAM cell as a function of a voltage applied to the

ReRAM cell, 1n accordance with some embodiments. FIG.
2B 1illustrates the same type of a plot for a bipolar ReRAM
cell, in accordance with some embodiments.

FIG. 3 illustrates a memory array of resistive switching,
memory elements according to some embodiments.

FIG. 4 illustrates sneak path currents in a cross point
memory array according to some embodiments.

FIG. § illustrates sneak path currents in a cross point
memory array according to some embodiments.

FIGS. 6 A-6B illustrate examples of I-V response for a
control element according to some embodiments.

FI1G. 7 illustrates a cross point memory array according to
some embodiments.

FIGS. 8A-8B illustrate examples of I-V response for a
control element according to some embodiments.

FI1G. 9 1llustrates an example of an NVM cell according to
some embodiments.

DETAILED DESCRIPTION

A detailed description of one or more embodiments 1s
provided below along with accompanying figures. The
detailed description 1s provided 1n connection with such
embodiments, but 1s not limited to any particular example.
The scope 1s limited only by the claims and numerous alter-
natives, modifications, and equivalents are encompassed.
Numerous specific details are set forth in the following
description 1n order to provide a thorough understanding.
These details are provided for the purpose of example and the
described techniques may be practiced according to the
claims without some or all of these specific details. For the
purpose of clanty, technical material that 1s known in the
technical fields related to the embodiments has not been
described i detail to avoid unnecessarily obscuring the
description.

It must be noted that as used herein and 1n the claims, the
singular forms “a,” “an,” and “the” include plural referents
unless the context clearly dictates otherwise. Thus, for
example, reference to “a layer” includes two or more layers,
and so forth.

Where a range of values 1s provided, 1t 1s understood that
cach intervening value, to the tenth of the unit of the lower
limit unless the context clearly dictates otherwise, between
the upper and lower limit of that range, and any other stated or
intervening value 1n that stated range, 1s encompassed within
the mvention. The upper and lower limits of these smaller
ranges may independently be included in the smaller ranges,
and are also encompassed within the mnvention, subject to any
specifically excluded limit 1n the stated range. Where the
stated range 1ncludes one or both of the limits, ranges exclud-
ing either or both of those included limits are also included 1n
the invention. Where the modifier “about” or “approxi-
mately” 1s used, the stated quantity can vary by up to 10%.

As used herein, the term “substantially” generally refers to
+5% of a stated value.

The term “horizontal” as used herein will be understood to
be defined as a plane parallel to the plane or surface of the
substrate, regardless of the orientation of the substrate. The
term ““vertical” will refer to a direction perpendicular to the
horizontal as previously defined. Terms such as “above”,
“below”, “bottom™, “top”, “side” (e.g. sidewall), “higher”,
“lower”, “upper”, “over”, and ‘“under”, are defined with
respect to the horizontal plane. The term “on” means there 1s
direct contact between the elements. The term “above™ will

allow for intervening elements.
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As used herein, a matenal (e.g. a dielectric material or an
clectrode material) will be considered to be “crystalline™ 11 1t
exhibits greater than or equal to 30% crystallinity as mea-
sured by a technique such as x-ray diffraction (XRD).

The term “substrate” as used herein may refer to any work-
piece on which formation or treatment of material layers 1s
desired. Non-limiting examples include silicon, germanium,
silica, sapphire, zinc oxide, silicon carbide, aluminum nitride,
gallium nitride, Spinel, silicon on oxide, silicon carbide on
oxide, glass, gallium mtride, mdium mtride, aluminum
nitride, glasses, combinations or alloys thereof, and other
solid materials.

As used herein, the notation “S1i—N” and “SiN” and
“S1N_ will be understood to be equivalent and will be used
interchangeably and will be understood to include a material
containing these elements 1n any ratio. Where a specific com-
position 1s discussed, the atomic concentrations (or ranges)
will be provided. The notation 1s extendable to other materials
and other elemental combinations (e.g. Mo—O—N, MoON,
MoON , etc.) discussed herein.

As used herein, the terms “film” and “layer” will be under-
stood to represent a portion of a stack. They will be under-
stood to cover both a single layer as well as a multilayered
structure (1.e. a nanolaminate). As used herein, these terms
will be used synonymously and will be considered equivalent.

As used herein, the term “between” (when used with a
range of values) will be understood to mean that both bound-
ary values and any value between the boundaries can be
within the scope of the range.

As used herein, the terms “first,” “second,” and other ordi-
nals will be understood to provide differentiation only, rather
than 1mposing any specific spatial or temporal order.

As used herein, the term “oxide” (of an element) will be
understood to mnclude additional components besides the ele-
ment and oxygen, including but not limited to a dopant or
alloy.

As used herein, the term “nitride” (of an element) will be
understood to mnclude additional components besides the ele-
ment and nitrogen, including but not limited to a dopant or
alloy.

As used herein, the term “carbide” (of an element) will be
understood to include additional components besides the ele-
ment and carbon, 1mcluding but not limited to a dopant or
alloy.

Dopants can be added to the dielectric matenal to increase
the k-value and/or decrease the leakage current. As used
herein, the dopant may be electrically active or not electri-
cally active. The definition excludes residues and impurities
such as carbon, etc. that may be present 1n the material due to
inelliciencies of the process or impurities in the precursor
materials. The concentration of the dopant 1s one factor that
affects the crystallinity of the material. Other factors that
affect the crystallinity of the material comprise annealing
time, annealing temperature, film thickness, etc. Generally, as
the concentration of the dopant 1s increased, the crystalliza-
tion temperature of the material increases.

Dopants can be added to an electrode matenial to alter the
resistivity and/or influence the crystallinity. As used herein,
the dopant may be electrically active or not electrically active.
The definition excludes residues and impurities such as car-
bon, etc. that may be present 1n the material due to inetlicien-
cies of the process or impurities 1n the precursor materials.
The concentration of the dopant 1s one factor that atfects the
crystallinity of the material. Other factors that atfect the crys-
tallinity of the material comprise annealing time, annealing
temperature, {ilm thickness, etc.
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The term “nanolaminate™, as used herein, will be under-
stood to be defined as a material or layer that 1s formed from
the deposition of a plurality of sub-layers. Typically, the sub-
layers include ditferent materials and the different sub-layers
are alternated 1n a predetermined ratio of thicknesses and/or
compositions.

As used herein, the term “inert gas™ will be understood to
include noble gases (He, Ne, Ar, Kr, X¢) and, unless the text
or context excludes it (e.g., by describing nitride formation as
undesirable), nitrogen (N,,).

Asused herein, the term “monolayer” will be understood to
include a single layer of atoms or molecules covering a sur-
face, with substantially all available bonding sites satisfied
and substantially all individual members of the adsorbed
species in direct physical contact with the underlying surface.

As used herein, the term “sub-monolayer™ or “pre-wetting
layer” will be understood to include a partial or incomplete
monolayer; maximum thickness 1s one atom or molecule, but
not all available bonding sites on the surface are covered, so
that the average thickness 1s less than one atom or molecule.

As used herein, the term “Surface” will be understood to
describe the boundary between the ambient environment and
a feature of the substrate.

Capacitor stacks are formed from a number of deposited
thin films. Generally, a deposited thin film may be amor-
phous, crystalline, or a mixture thereof. Furthermore, several
different crystalline phases may exist. Therelore, processes
(both deposition and post-treatment) must be developed to
maximize the formation of the desired composition and crys-
talline phase of the thin film. The thin films used to form the
capacitor stack may be formed using any common technique
such as atomic layer deposition (ALD), plasma enhanced
atomic layer deposition (PE-ALD), atomic vapor deposition
(AVD), ultraviolet assisted atomic layer deposition (UV-
ALD), chemical vapor deposition (CVD), plasma enhanced
chemical vapor deposition (PECVD), or physical vapor depo-
sition (PVD). Generally, because of the complex morphology
of the capacitor structure, ALD, PE-ALD, AVD, or CVD are
preferred methods of formation. However, any of these tech-
niques are suitable for forming each of the various materials
discussed below. Those skilled 1n the art will appreciate that
the teachings described below are not limited by the technol-
ogy used for the deposition process.

As used herein, elements described or labeled by the
phrases “control element”, “selector”, “selector element”,
“current limiter”, and “current steering device” will be under-
stood to be equivalent and will be used interchangeably.

As used herein, the phrase “sneak current” and “sneak-
through current” will be understood to be equivalent and will
be used interchangeably and will be understood to refer to
current flowing through non-selected memory cells during a
read operation.

A cross-bar architecture 1s promising for future non-vola-
tile memories such as magnetic random access memory
(MRAM), ferroelectric random access memory (FRAM),
phase change memory (PCM), spin transfer torque random
access memory (STT-RAM), or resistive random access
memory (ReRAM) because of the small cell size of 4F7
achievable with each cell at the intersections of perpendicular
word lines and bit lines, and the potential to stack multiple
layers to achieve very high memory density. Two key chal-
lenges for the cross bar architecture are the possibility of
current sneak-through paths (e.g., when trying toread acell in
a high resistance state adjacent to cells 1 a low resistance
state) and the need to avoid unselected cell modification when
half of the switching voltage 1s applied to the selected cell
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In some embodiments, current selectors are provided with
a non-linear current-voltage (I-V) behavior, including low
current at low voltages and high current at higher voltages.
Unipolar selectors can be appropriate for a unipolar memory
such as PCM whereas bipolar selectors can be more appro-

priate for a bipolar memory such as ReRAM and STT-RAM.

The unipolar selector can have high resistance 1n reverse
polarity. Both the unipolar and the bipolar selectors can have
high resistance at low voltages. These selectors can prevent
sneak-through current, even when adjacent memory elements
are 1n low-resistance state. Furthermore, the non-linear I-V
can also provide the current selector with low resistance at
higher voltages so that there 1s no significant voltage drop
across the current selector during switching.

In some embodiments, current selectors requiring low tem-
perature processing (e.g., <650 C) are provided, which can be
suitable for emerging non-volatile memory architectures

such as ReRAM, PCM and STT-RAM. In addition, the cur-

rent selectors can include fab-ifriendly materials and can
exhibit desired device performance.

In some embodiments, metal-semiconductor-metal
(MSM) stacks are provided as bipolar current selectors with
low leakage at low voltages and higher leakage at higher
voltages. The “M” material may be a metal or conductive
compound (e.g. titantum nitride). For example, the semicon-
ductor layer can have a graded band gap, (e.g., formed as a
nanolaminate of two materials), so that at low applied volt-
ages, the effective thickness of the semiconductor laver,
accounted for the band bending effect due to the applied
voltage, can remain large enough to prevent high tunneling or
thermionic current. The graded band gap can be further con-
figured so that at low applied voltages, the effective thickness
of the semiconductor layer can be adequate to allow high
tunneling or thermionic current.

In the following discussion, a ReRAM device will be used
as an example of a NVM technology. However, those skilled
in the art will understand that the selector element(s) dis-
cussed herein can be applied to the other NVM technologies
discussed previously.

A ReRAM cell exhibiting resistive switching characteris-
tics generally includes multiple layers formed into a stack.
The structure of this stack 1s sometimes described as a Metal-
Insulator-Metal (MIM) structure. Specifically, the stack
includes two conductive layers operating as electrodes. These
layers may include metals and/or other conductive materials.
The stack also includes an insulator layer disposed in between
the electrode. The insulator layer exhibits resistive switching,
properties characterized by different resistive states of the
material forming this layer. As such, this msulator layer 1s
often referred to as a resistive switching layer. These resistive
states may be used to represent one or more bits of informa-
tion. The resistance switching properties of the insulator layer
are believed to depend on various defects’ presence and dis-
tribution 1nside this layer. For example, different distributions
ol oxygen vacancies 1n the layer may reflect different resis-
tance states of the layer, and these states may be suificiently
stable for memory application.

To achieve a certain concentration of defects 1n the resis-
tance switching layer, the layer has been conventionally
deposited with defects already present 1n the layer, (1.e., with
preformed defects). In other words, defects are introduced
into the layer during 1ts formation. For example, tightly con-
trolled Atomic Layer Deposition (ALD), Physical Vapor
Deposition (PVD), or other low-temperature process to com-
ply with a Back End of Line (BEOL) thermal budget may be

used to deposit the mnsulator layer of the stack.
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The resistive switching layer changes its resistive state
when a switching voltage (e.g., a set voltage or areset voltage)
1s applied to this layer as further explained below. The applied
voltage causes localized heating within the layer and/or atone
or both of 1ts interfaces with other components. Without being
restricted to any particular theory, 1t 1s believed that a combi-
nation of the electrical field and localized heating (both cre-
ated by the applied voltage) causes formation or breakage of
various conductive paths within the resistive switching layer
and/or at 1ts interfaces. These conductive paths may be estab-
lished or broken by moving defects (e.g., oxygen vacancies)
within the resistive switching layer and through one or more
interfaces that the resistive switching layer forms with adja-
cent layers.

A bnet description of ReRAM cells and their switching
mechanisms 1s provided for better understanding of various
features and structures associated with methods of forming
nonvolatile memory eclements further described below.
ReRAM 1s a non-volatile memory type that includes dielec-
tric material exhibiting resistive switching characteristics. A
dielectric, which 1s normally insulating, can be made to con-
duct through one or more filaments or conduction paths
tformed after application of a suificiently high voltage. The
conduction path formation can arise from different mecha-
nisms, mcluding defects, metal migration, or other mecha-
nisms further described below. Once the one or more fila-
ments or conduction paths are formed in the dielectric
component of a memory device, these filaments or conduc-
tion paths may be reset (or broken resulting 1n a high resis-
tance) or set (or re-formed resulting 1n a lower resistance) by
applying switching voltages.

FIGS. 1A-1C 1illustrate a schematic representation of a
ReRAM operation according to some embodiments. A basic
building unit of a memory device 1s a stack having a capacitor
like structure. A ReRAM cell includes two electrodes and a
dielectric positioned 1n between these two electrodes. FIG.
1 A 1llustrates a schematic representation of ReRAM cell 100
including top electrode 102, bottom electrode 106, and resis-
tance switching layer 104 provided in between top electrode
102 and bottom electrode 106. It should be noted that the
“top” and “bottom” references for electrodes 102 and 106 are
used solely for differentiation and not to imply any particular
spatial orientation of these electrodes. Often other references,
such as “first formed” and “second formed” electrodes or
simply “first” and “second”, are used 1dentily the two elec-
trodes. ReRAM cell 100 may also include other components,
such as an embedded resistor, diode, selector element, and
other components.

Top electrode 102 and bottom electrode 106 may be used as
conductive lines within a memory array or other types of
devices integrated with the ReRAM. As such, electrode 102
and 106 are generally formed from conductive materials.

Resistance switching layer 104 which may be initially
formed from a dielectric material and later can be made to
conduct through one or more conductive paths formed within
the layer by first applying a forming voltage and then apply-
ing a switching voltage. To provide this resistive switching
functionality, resistance switching layer 104 includes a con-
centration of electrically active defects 108, which may be at
least partially provided into the layer during its fabrication.
For example, some atoms may be absent from their native
structures (1.e., creating vacancies) and/or additional atoms
may be inserted into the native structures (i.e., creating inter-
stitial defects).

In some embodiments, these defects may be utilized for
ReRAM cells operating according to a valence change
mechanism, which may occur in specific transition metal
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oxides, nitrides, and oxy-nitrides. For example, defects may
be oxygen vacancies triggered by migration of oxygen
anions. Migrations of oxygen anions correspond to the
motion of corresponding oxygen vacancies that are used to
create and break conductive paths. A subsequent change of
the stoichiometry in the transition metal oxides leads to a
redox reaction expressed by a valence change of the cation
sublattice and a change 1n the electrical conductivity. In this
example, the polarity of the pulse used to perform this change
determines the direction of the change, (1.e., reduction or
oxidation). Other resistive switching mechanisms include
bipolar electrochemical metallization mechamisms and ther-
mochemical mechamisms, which lead to a change of the sto-
ichiometry due to a current-induced increase of the tempera-
ture. Some of these mechanisms will be further described
below with reference to FIGS. 1A-1C.

Specifically, FIG. 1A 1s a schematic representation of
ReRAM cell 100 prior to imtial formation of conductive
paths, 1n accordance with some embodiments. Resistive
switching layer 104 may include some detfects 108. Addi-
tional defects 108 may be provided within top electrode 102
and may be later transferred to resistive switching layer 104
during the formation operation. In some embodiments, the
resistive switching layer 104 has substantially no defects
prior to the forming operation and all defects are provided
from top electrode 102 during forming. Bottom electrode 106
may or may not have any defects.

During the forming operation, ReRAM cell 100 can
change 1its structure from the one shown in FIG. 1A to the one
shown 1 FIG. 1B. This change corresponds to defects 108
being arranged into one or more continuous paths within
resistive switching layer 104 as, for example, schematically
illustrated 1 FIG. 1B. Without being restricted to any par-
ticular theory, 1t 1s believed that defects 108 can be reoriented
within resistance switching layer 104 to form these conduc-
tive paths 110 as schematically shown 1n FIG. 1B. For sim-
plicity, all these phenomena are collectively referred to as
reorientation of defects within ReRAM cell 100. This reori-
entation of defects 108 occurs when a forming voltage 104 1s
applied to electrodes 102 and 106. In some embodiments, the
forming operation 1s also conducted at elevated temperatures
to enhance the mobility of the defects within ReRAM cell
100. In general, the forming operation 1s considered to be a
part of the fabrication of ReRAM cell 100, while subsequent
resistive switching 1s considered to be a part of operation of
ReRAM cell.

Resistive switching involves breaking and reforming con-
ductive paths through resistive switching layer 104, for
example switching between the state schematically 1llus-
trated in FIG. 1B and the state schematically illustrated in
FIG. 1C. The resistive switching 1s performed by applying
switching voltages to electrodes 102 and 106. Depending on
magnitude and polarity of these voltages, conductive path 110
may be broken or re-formed. These voltages may be substan-
tially lower than forming voltages (1.e., voltages used in the
forming operation) since less mobility of defects 1s needed
during switching operations.

The state of resistive switching layer 104 1llustrated in FIG.
1B 1s referred to as a low resistance state (LRS), while the
state 1llustrated 1n FI1G. 1C 1s referred to as a high resistance
state (HRS). The resistance difference between the LRS and
HRS 1s due to the different number and/or conductivity of
conductive paths that exists 1n these states, (1.e., resistive
switching layer 104 has more conductive paths and/or less
resistive conductive paths when 1t 1s 1n the LRS than when 1t
1s in the HRS). It should be noted that resistive switching layer
104 may still have some conductive paths while 1t 1s 1n the
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HRS, but these conductive paths are fewer and/or more resis-
tive than the ones corresponding to the LRS.

When switching from 1ts LRS to HRS, which 1s often
referred to as a “reset” operation, resistive switching layer
104 may release some defects into top electrode 102. Further-
more, there may be some mobility of defects within resistive
switching layer 104. This may lead to thinning and, in some
embodiments, breakages ol conductive paths as shown 1n
FIG. 1C. Depending on mobility within resistive switching
layer 104 and diffusion through the interface formed by resis-
tive switching layer 104 and top electrode 102, the conductive
paths may break closer to the interface with bottom electrode
106, somewhere within resistive switching layer 104, or at the
interface with top electrode 102. This breakage generally
does not correspond to complete dispersion of defects form-
ing these conductive paths and may be a self-limiting process,
(1.e., the process may stop after some initial breakage occurs).

When switching from 1ts HRS to LRS, which 1s often
referred to as a “set” operation, resistive switching layer 104
may recerve some defects from top electrode 102. Similar to
the reset operation described above, there may be some
mobility of defects within resistive switching layer 104. This
may lead to thickening and, in some embodiments, reforming,
of conductive paths as shown in FIG. 1B. In some embodi-
ments, a voltage applied to electrodes 102 and 104 during the
set operation has the same polarity as a voltage applied during
the reset operation. This type of switching 1s referred to as
unipolar switching. Some examples of cells that exhibit uni-
polar switching behavior include resistive switching layers
formed from most metal oxide materials and having inert
clectrodes at both sides, (e.g., Pt/MeO /Pt where “MeOx”
represents a generic metal (Me) oxide material). Alterna-
tively, a voltage applied to electrodes 102 and 104 during the
set operation may have different polarity as a voltage applied
during the reset operation. This type of switching 1s referred
to as bipolar switching. Some examples of cells that exhibit
bipolar switching behavior include resistive switching layers
formed from metal oxide materials and having one inert elec-
trode and one reactive electrode, (e.g., TiN/MeOx/Pt and
TiIN/MeOx/poly-S1). Setting and resetting operations may be
repeated multiple times as will now be described with refer-
ence to FIGS. 2A and 2B.

FIG. 2A illustrates a plot of a current passing through a
unipolar ReRAM cell as a function of a voltage applied to the
ReRAM cell, 1n accordance with some embodiments. FIG.
2B 1illustrates the same type of a plot for a bipolar ReRAM
cell, 1n accordance with some embodiments. The HRS 1s
defined by line 122, while the LRS 1s defined by 124 1n FIG.
2A and by lines 222 and 224 respectively in FIG. 2B. Each of
these states 1s used to represent a different logic state, (e.g.,
the HRS may represent logic one (“1”’) and LRS representing
logic zero (*0”) or vice versa). Therefore, each ReRAM cell
that has two resistance states may be used to store one bit of
data. It should be noted that some ReRAM cells may have
three and even more resistance states allowing multi-bit stor-
age 1n the same cell.

The overall operation of the ReRAM cell may be divided
into a “read” operation, set operation (i.e., turning the cell
“ON” by changing from i1ts HRS to LRS), and reset operation
(1.e., turning the cell “OFF” by changing from 1ts LRS to
HRS). During the read operation, the state of the ReRAM cell
or, more specifically, the resistive state of its resistance
switching layer can be sensed by applying a sensing voltage
to 1ts electrodes. The sensing voltage 1s sometimes referred to

as a “READ” voltage or simply a reading voltage and indi-
cated as V., 1n FIGS. 2A and 2B. If the ReRAM cell 1s 1n

its HRS (represented by lines 122 and 222 1n FIGS. 2A and
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2B), the external read and write circuitry connected to the
electrodes will sense the resulting “OFF” current (I,,,-) that
flows through the ReRAM cell. As discussed previously, this
read operation may be performed multiple times without
changing the resistive state (1.¢., switching the cell between 1ts
HRS and LRS). In the above example, the ReRAM cell
should continue to output the “OFF” current (I ,.,) when the
read voltage (V,.,5) 1s applied to the electrodes for the
second time, third time, and so on.

Continuing with the above example, when 1t 1s desired to
turn “ON” the cell that 1s currently 1n the HRS switch, a set
operation 1s performed. This operation may use the same read
and write circuitry to apply a set voltage (V .~,) to the elec-
trodes. Applying the set voltage forms one or more conduc-
tive paths 1n the resistance switching layer as described above
with reference to FIGS. 1B and 1C. The switching from the
HRS to LRS 1s indicated by dashed lines 126 and 226 1n FIGS.
2A and 2B. The resistance characteristics of the ReRAM cell
in 1ts LRS are represented by lines 124 and 224 respectively.
When the read voltage (V- , ) 1s applied to the electrodes of
the cell in this state, the external read and write circuitry will
sense the resulting “ON”” current (1,,,) that flows through the
ReRAM cell. Again, this read operation may be performed
multiple times without switching the state of the ReRAM cell.

At some point, 1t may be desirable to turn “OFF” the
ReRAM cell by changing its state from the LRS to HRS. This
operation 1s referred to as a reset operation and should be
distinguished from set operation during which the ReRAM
cell 1s switched from 1ts HRS to LRS. During the reset opera-
tion, areset voltage (V) 1s applied to the ReRAM cell to
break the previously formed conductive paths in the resis-
tance switching layer. Switching from a LRS to HRS 1s indi-
cated by dashed line 128 in FIG. 2A and line 228 1n FIG. 2B.
Detecting the state of the ReRAM cell while 1t 1s 1n1ts HRS 1s
described above.

It should be noted that polarity of the reset voltage and the
set voltage may be the same as shown 1n FIG. 2A or different
as shown 1 FIG. 2B. The cells that have the same polarity of
set and reset voltages are referred to as umipolar cells, while
the cells that have diflerent polarities of set and reset Voltages
are referred to as bipolar cells. Without being restricted to any
particular theory, 1t 1s believed that unipolar switching occurs
due to metallic filament formation and destruction caused by
resistive heating and application of electrical field. Bipolar
switching 1s believed to be based on filaments formed from
oxygen vacancies. The formation and rupture of the filaments
1s accomplished by oxygen vacancy movement. The switch-
ing voltages of unipolar and bipolar switching are typically
comparable. However, the endurance of bipolar devices is
generally better than that of unipolar devices.

Overall, the ReRAM cell may be switched back and forth
between 1ts LRS and I

HRS many times. Read operations may
be performed 1n each of these states (between the switching
operations) one or more times or not performed at all. It
should be noted that application of set and reset voltages to
change resistance states of the ReRAM cell involves complex
mechanisms that are believed to mvolve localized resistive
heating as well as mobility of defects impacted by both tem-
perature and applied potential.

In some embodiments, the set voltage (V.- ,) 15 between
about 100 mV and 12V or, more specifically, between about
500 mV and 3V. In some embodiments, the read voltage
(V.r.n) may be between about 0.1 and 0.5 of the write
voltage (V «). In some embodiments, the read currents (I 5.,
and I, ~~) are greater than about 1 mA or, more specifically, 1s
greater than about 5 mA to allow for a fast detection of the
state by reasonably small sense amplifiers
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The ReRAM cells can be configured i a cross point
memory array. The cross point memory arrays can include
horizontal word lines that cross vertical bit lines. Memory
cells can be located at the cross points of the word lines and
the bit lines. The memory cells can function as the storage
clements of a memory array.

FIG. 3 illustrates a memory array of resistive switching
memory elements according to some embodiments. Memory
array 300 may be part of a memory device or other integrated
circuit. Memory array 300 1s an example of potential memory
configurations; it 1s understood that other configurations are
possible.

Read and write circuitry (not shown) may be connected to
memory elements 302 using signal lines 304 and orthogonal
signal lines 306. Signal lines such as signal lines 304 and
signal lines 306 are sometimes referred to as word lines and
bit lines and are used to read and write data into the elements
302 of array 300. Individual memory elements 302 or groups
of memory elements 302 can be addressed using appropriate
sets of signal lines 304 and 306. Memory element 302 may be
formed from one or more layers 308 of materials, as is
described 1n further detail below, and may include additional
clements such as those described below, including selection
or control elements.

One having ordinary skills 1n the art would understand that
other arrangements ol memory cells are possible; 1n particu-
lar, a memory array can be a 3-D memory array. For example,
several 2-D memory arrays (as shown in FIG. 3) can be
stacked 1n a vertical fashion to make multi-layer 3-D memory
arrays. As another example, one set of signal lines can be
composed ol vertical lines, and the other set of signal lines can
be a composed of one or more subsets of horizontal lines, the
subsets (1f applicable) being positioned at an angle (e.g.
orthogonally) to each other, and the memory devices can be
formed as substantially concentric cylindrical layers around
the vertical lines.

Any suitable read and write circuitry and array layout
scheme may be used to construct a non-volatile memory
device from resistive switching memory elements such as
clement 302. For example, horizontal and vertical lines 304
and 306 may be connected directly to the terminals of resis-
tive switching memory elements 302. This 1s merely 1llustra-
tive.

During the operation of the cross point memory array, such
as a read operation, the state of a memory element 302 can be
sensed by applying a sensing voltage (1.¢., a “read” voltage) to
an appropriate set of signal lines 304 and 306. Depending on
its history, a memory element that 1s addressed 1n this way
may be 1n either a high resistance state or a low resistance
state. The resistance of the memory element therefore deter-
mines what digital data 1s being stored by the memory ele-
ment. If the memory element has a low resistance, for
example, the memory element may be said to contain a logic
one (1.e.,a “1”” bat). If, on the other hand, the memory element
has a high resistance, the memory element may be said to
contain a logic zero (1.e., a “0” bit). Durning a switching
operation, the state of a memory element can be changed by
application of suitable switching signals to an appropnate set
of signal lines 304 and 306.

Ideally, only the selected memory cell, (e.g., during a read
operation), can allow a current to flow. However, currents,
(often referred as sneak path currents), can flow through
unselected memory elements during the read operation. The
sensing of the resistance state of a single memory cell can be
unrchiable. For example, all memory cells 1n the array are
coupled together through many parallel paths. The resistance
measured at one cross point can include the resistance of the
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memory cell at that cross point 1n parallel with resistances of
the memory cells 1n the other rows and columns.

FIG. 4 illustrates sneak path currents in a cross point
memory array according to some embodiments. Sneak path
currents can exist concurrently with operating current when a
voltage 1s applied to the cross point memory array. A memory
cell 410 can be selected, for example, for a read operation, by
applying a voltage to signal line 430, and grounding signal
line 440. A sensing current 413 can flow through the memory
cell 410. However, parallel current paths, (e.g., sneak path
current), can exist, for example, represented by a series of
memory cells 420A, 420B, and 420C. The applied voltage
(signal line 430) can generate a current 423 through memory
cells 420A-420C, and return to ground (signal line 440). The
sneak path current 425 can be particularly large, (e.g., larger
than the sensing current 415), when the selected cell 410 1s 1n
a high resistance state and the neighboring cells (e.g. 420A-
420C) are 1n a low resistance state.

There can be multiple sneak path currents 425, and the
resistances of the series memory cells 420A-420C can be
smaller than that of the selected memory cell 410, this can
obscure the sense current 415 through the selected memory
cell 410 during a read operation.

To reduce or eliminate the sneak path occurrence, a control
device, (e.g., a selector), can be used in the cross point
memory array. For example, a diode can be located in each
memory cell. The control device can isolate the selected
memory cell from unselected memory cells by breaking par-
allel connections of the memory cells.

The sneak path current 425 can include currents 1n an
opposite direction as compared to the sensing current. For
example, as seen 1 FIG. 4, sneak path current 425 passes
through memory device 420B 1n an opposite direction, (e.g.,
upward), as compared to the sensing current 415 passing
through the selected memory cell 410. Thus a one-way elec-
trical device, such as a diode, can be used to block the sneak
current path 425. For example, a diode can be added to each
memory device, (e.g., memory devices 410, and 420A-
420C), thus allowing currents to pass only 1n one direction. As
an example, the diodes can be incorporated into the memory
devices so that the current can only pass in a downward
direction 1n FIG. 4. With the incorporation of diodes, the
sneak path current can be blocked, for example, at memory
device 420B.

In some embodiments, control elements for lower current
values through a memory element, for example, during a read
operation or a set or reset operation, are provided. The current
for the memory element can be reduced at lower than the
operating voltages, such as a read voltage, while still main-
taining appropriate current at the switching voltages (V) to
avold interfering with the memory device operation. In some
embodiments, the current density can be small, (e.g., <10~
A/cm?), at half of the switching voltage (V /2) to prevent
modification to the memory array. The low current at half the
switching voltage can ensure that when V /2 1s applied to
selected cell, (e.g., V /2 1s applied to a selected row and -V /2
1s applied to a selected column), the other cells on the selected
row and column are not programmed or disturbed. The cur-
rent selector thus should have high resistance at V /2. In some
embodiments, the current density can be large, (e.g., ~10°-
10° A/cm?®), at the switching voltage, (e.g., set or reset volt-

age) to allow switching of the memory cells. In other words,
the current selector can have very low resistance at V_ to
ensure that the voltage drop across the current selector can be
minimal during the memory cell programming.

In some embodiments, selector elements (e.g. a MSM
selector device) for a non-linear current response of a
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memory element are provided. At low voltages, (e.g., lower
than the switching voltages or at half a switching voltage), the
current can be significantly reduced, while the current can
remain the same or can be controlled to ensure proper opera-
tion of the memory devices. The lower current values at low
voltages can also reduce power consumption and thus
improve the power elliciency of the memory array.

FIG. S5 schematically illustrates sneak path currents in a
cross point memory array according to some embodiments. A
memory cell 522 can be selected, for example, for a read
operation, by applying a voltage to signal line 530, and
grounding signal line 540. A current can flow through the
memory cell 522. However, parallel current paths, (e.g.,
sneak path current), can exist, for example, represented by a
series of memory cells 524, 526, and 528. The applied voltage
(signal line 530) can generate a current 514 through memory
cell 524, passing through memory cell 526, and returning to
the ground (signal line 540) through memory cell 528.

There are multiple sneak path currents, and the resistances
of the series memory cells can be smaller than that of the
selected memory cell. This can obscure the sense current
through the selected memory cell during a read operation.

To reduce or eliminate the sneak path currents, a control
clement, (e.g., a selector element), can be used 1n the cross
point memory array. For example, a series transistor or a
diode can be located 1n a memory cell. The control device can
1solate the selected memory cell from unselected memory
cells by breaking parallel connections of the memory cells.

A resistive memory element can require a minimum set
current to cause the memory element to switch from a high
resistance state, (e.g., “0” state), to a low resistance state,
(e.g., “1” state). In practice, the difference between the
applied set current and the mimimum set current 1s much
larger than necessary to cause the device to reliably switch to
the logic “1” state, (e.g., low resistance state). Further, 1t has
been found that the magnitude of the current required to
switch the memory element to a high resistance state from a

low resistance state can be dependent on the magnitude of the
current used to set the device 1n the low resistance state. I a
high set current 1s used, then a higher “reset” current 1s
required to achieve a desirable high resistance state. In other
words, the difference between the applied reset current and
the minimum reset current also needs to be larger than nec-
essary to cause the device to switch from the “1” to the “0”
state 1 the magnitude of the prior applied set current 1s too far
from the minimum set current.

The larger than necessary swings 1n the current used to
switch between the “1” and “0” states can damage the mate-
rials and components 1n the switching memory device, thus
alfecting the memory element’s lifetime and reliability.

In some embodiments, the control element can be provided
so that 1ts impedance can limit the current through the
memory element to a value that 1s just greater than the mini-
mum set current, and still allow the “1” logic state to be
reliably set by the applied V ... voltage. It 1s believed that the
control element can also help reduce the apparent minimum
set current, since the control element impedance can reduce
the swing in current between the set and reset switching
currents at the same fixed applied voltage, thus affecting the
density and movement of the traps 1n the vaniable resistance
layer. Not mtending to be bound by theory, but 1t 1s believed
that when a smaller “1” state switching current 1s applied to a
device, that the formed filaments, or aligned traps, in the
variable resistance layer will be smaller 1n s1ze than 1f a higher
“1” current 1s applied, thus making the filaments easier to
alter during the reset phase of the resistive switching process.
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In some embodiments, control elements for lower current
values through a memory element, (e.g. during a read opera-
tion or a set or reset operation), are provided. The current for
the memory element can be reduced at lower than the switch-
ing voltages, (e.g. such as a read voltage), while still main-
taining appropriate current at the switching voltages to avoid
interfering with the memory device operations. A control
clement can be optimized for one or more operations (e.g.
such as read, set, and/or reset) that 1s performed at a specific
switching voltage (V.), but can be compatible with other
operations. In some embodiments, the current can be small,
(e.g., between 107'° and 107° A/cm?), at half of the switching
voltage (V /2) to prevent modification to the memory array.
For high density memory devices, higher leakage currents
can be acceptable, (e.g. such as less than 10° A/cm?) for less
than 10 micron size devices. The low current at half the
switching voltage can ensure that when V_ 1s applied to a
selected cell, and smaller voltages are applied to other cells 1n
the same row or column, the other cells are not accidentally
programmed and/or disturbed. Further, the state of the other
cells does not substantially affect the desired operation on the
selected cell (such as the value of the sensed current during a
read operation). For example, one way to perform an opera-
tion (such as a read operation) can be by applying V /2 to a
selected row and -V /2 to a selected column, and grounding
other rows and columns, so that the tull operating voltage V _
1s applied to the selected cell, and a smaller voltage V /2 1s
applied to other cells on the selected row and column. Other
methods of applying V _ to the selected cell (e.g. during a read
operation) may be preferred, but in general they all may
potentially subject a large number of cells, or even the major-
ity the cells 1n the array, to non-zero voltages no larger than
V /2. The current selector thus can have high resistance at and
below V /2 but much smaller resistance at the operating volt-
age V_and above.

In some embodiments, the current can be large, (e.g.,
between 107> and 10° A/cm”, or between 10" and 10° A/cm?),
at voltages equal to (or higher than) the operating voltage. For
high density memory devices, higher currents can be
achieved, such as between 10° and 107 A/cm? for less than 10
micron size devices. For example, to allow switching of the
memory cells, the currents should reach these values when
suificient voltages are applied to the switching layer. The
voltage applied to the switching layer can be different (e.g.,
much larger) than the voltage that falls across the control
clement. Because the selector element can be electrically 1n
series with the switching layer, these high currents can tlow
through the selector element, and thus, the portion of the
voltage that falls across the selector element during set and/or
reset operations can be substantially higher than V /2, for
example, it can be around or slightly above the switching
voltage V_. If a much larger voltage falls across the selector
clement while high currents are tlowing through it, the Joule
heating can lead to unintended thermal damage. In other
words, the selector element can have very low resistance at vV
to ensure that the voltage drop across the selector element can
be minimal during the memory cell programming despite the
high current levels.

FIGS. 6A-6B illustrate examples of I-V response for a
selector element according to some embodiments. These
plots are given as an illustration and are not assuming any
particular scale for the axes. In FIG. 6A, an I-V curve for a
selector element employed 1n a unipolar device 1s shown. The
current can start from low current (substantially zero current)
at zero voltage, and can increase until the on-state voltage
V_. .. ., which can be as high as the read voltage V., or
even higher. The current will continue to increase up to the
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highest voltage used for any operation, such as V.. The
current can slowly increase for low voltages that are less than
Vgstater (€.2., less than V/2), and then rapidly increase
toward the on-state voltage V_____ . The low current at the
vicinity of zero voltage can reduce the leakage current. For
example, the current 630 at half the switching voltage can be
less than about 107° A/cm?, such as between 107'° A/cm?,
and 10~° A/cm?, to prevent accidental changes to the memory
cells. Athigh voltages, such as at the switching voltage V , the
current can be very high to prevent any interference with the
operation of the memory devices. For example, the current
620 at the operating voltage can be higher than about 10~
A/cm®, such as between 10— A/cm®, and 10° A/cm?, or
higher than about 10" A/cm?®, such as between 10' and 10°
A/cm?, so that the voltage drop across the selector element is
small. At opposite polarity voltages, the current 640 can be
small, (e.g., negligible), to be used as a diode for unipolar
memory cells. For smaller memory sizes, such as less than 10
microns, higher leakage values (e.g., 10° A/cm?) at low volt-
ages can be allowed, and higher current values (e.g., 10’
A/cm?) athigh voltages can be required. Note that the specific
target current densities may depend on the dimensions of the
device and the maternial used 1n the switching element; the
above numbers are cited as examples and are not intended to
be limiting.

FIG. 6B shows a current response for a selector element
that can be used for bipolar memory cells, (Note: the absolute
value of current 1s shown, regardless of the current direction).
The current response curve can be similar 1n both positive and
negative polarities. For example, for the positive voltages, the
current can be small 630 at V. .., and very large 620 at
V__ .. .. For the negative voltages, the current behavior can
be similar, (e.g., small 635 at V_._ .., and large 625 at
V_ . .1). As shown, both curves are plotted on the upper
half of an I-V coordinate, but in general, the left half can be
plotted on an (-1)-(-V) axis while the right half can be plotted
on I-V axis. This approach can account for a linear-log plot,
tor example, with the voltage axis being linear and the current
axis being logarithm.

In some embodiments, the curves can be symmetrical,
(e*g': Vqﬁlsz‘arezvﬂjlsrarel and Vﬂﬂ-srarezvﬂﬂ-srafel)‘ For
example, 1n a bipolar memory cell, the set voltage V__. and
reset voltage V

<o; CaN have a same magnmitude with opposite
polarities. In some embodiments, the curves can be asym-
metrical, (€.2., Vo, sare™V on-state1)

In some embodiments, designs for selector elements for
resistive memory devices are provided. A selector element
can be based on tunneling and/or thermionic conduction 1n
the on-state, with minimum leakage 1n the off-state. At low
voltages, the current can be signmificantly reduced, while the
current can remain the same or can be controlled to ensure
proper operation of the memory devices. The lower current
values at low voltages can also reduce power consumption
and thus improve the power efficiency of the memory arrays.
In some embodiments, the ratio of on-current to off-currents
can be large (e.g., >10%) with a high on-current (e.g., greater
than 10" A/cm” for large area memory devices and greater
than 10° or 10° A/cm” for small area memory devices).

In some embodiments, the memory device including a
memory element and a selector element can be used 1n a
memory array, such as a cross point memory array. For
example, the selector element can be fabricated on the
memory element, forming a columnar memory device, which
can be placed at the cross points o the word lines and bit lines.
FIG. 7 illustrates a cross point memory array according to
some embodiments. A switching memory device can include
a memory element 720 and a selector element 723, which are
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both disposed between the electrodes 730 and 740. The selec-
tor element 725 can be an intervening electrical component,
disposed between electrode 730 and memory element 720, or
between the electrode 740 and memory element 720. In some
embodiments, the selector element 725 may include one or
more additional layers of materials.

Leakage current 1in dielectric materials can be due to Schot-
tky emaission, Frenkel-Poole defects (e.g. oxygen vacancies
(V__.) or grain boundaries), or Fowler-Nordheim tunneling.
Schottky emission, also called thermionic emission, 1s a com-
mon mechanism and 1s the thermally activated flow of charge
over an energy barrier whereby the effective barrier height of
a MIM capacitor controls leakage current. The nominal bar-
rier height 1s a function of the difference between the work
function of the electrode and the electron affimity of the
dielectric. The electron affinity of a dielectric 1s closely
related to the conduction band ofiset of the dielectric. The
Schottky emission behavior of a dielectric layer 1s generally
determined by the properties of the dielectric/electrode inter-
face. Frenkel-Poole emission allows the conduction of
charges through a dielectric layer through the interaction with
defect sites such as vacancies, grain boundaries, and the like.
As such, the Frenkel-Poole emission behavior of a dielectric
layer 1s generally determined by the dielectric layer’s bulk
properties. Fowler-Nordheim emission allows the conduction
of charges through a dielectric layer through direct tunneling
without any intermediary interaction with defects. As such,
the Fowler-Nordheim emission behavior of a dielectric layer
1s generally determined by the physical thickness of the
dielectric layer.

In some embodiments, a selector element for a cross point
memory array 1s provided, wherein the cross point memory
array includes one of MRAM, FRAM, PCM, STT-RAM, or
ReRAM. In some embodiments, the selector element
includes one of a metal-insulator-metal (MIM), metal-1nsu-
lator-insulator-insulator-metal (MIIIM), metal-semiconduc-
tor-metal (MSM), metal-semiconductor-semiconductor-
semiconductor-metal configuration (MSSSM), or metal-
insulator-semiconductor-insulator-metal  (MISIM)  (e.g.
stacks of layers). The selector element 1s designed to exhibit
substantially symmetric I-V behavior (e.g. bipolar behavior
as discussed previously). In some embodiments, the switch-
ing voltage (e.g. V) of the cross point memory array 1s
between about3V and about 5V (or between -3V and -5V for
the negative polarities). In some embodiments, the switching
voltage of the cross point memory array 1s about 4V. The
selector element 1s designed to have leakage current density
values between about 10° A/cm® and 10° A/cm” over these
voltage ranges. The selector element 1s designed to have
leakage current density values that are lower at voltages that
are less than about half of the switching voltage (e.g. V /2).
Advantageously, theratio of the leakage current density at the
operating voltage (e.g. J at V) to the leakage current density
at half of the operating voltage (e.g. J at V /2) 1s on the order
of 10°-10%. These design criteria give a non-linearity factor of
about 4 decades/volt over the voltage range between V /2 and
V. The selector element 1s designed so that the stack does not
exhibit wrreversible breakdown behavior when stressed by
voltages up to and slightly greater than V _.

The leakage current through semiconductor materials may
also exhibit non-linear behavior. Theretore, a metal-semicon-
ductor-metal (MSM) control element (or MSSSM or MISIM)
may be formed within each memory cell of a cross-bar
memory array (e.g. similar to the MIM control elements
discussed previously). The leakage current 1s low or increases
slowly for voltages below a threshold voltage (V,, ., ... In
this voltage range, the selector element has a high resistance
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and the leakage current i1s low, or increases only slowly.
Above the threshold voltage, the resistivity of the selector
clement decreases and the selector element may exhibit snap-
back, wherein the voltage across the selector element
decreases to a lower value (e.g. V., ;) because the resistance
of the selector element suddenly decreases. The mechanisms
involved 1n snapback behavior are not well understood. As
discussed with respect to FIG. 7, the selector element and the
memory element are arranged 1n series within each memory
cell. At voltages greater than the threshold voltage, the selec-
tor element passes most of the current through to the memory
clement. This behavior allows higher voltages such as V

setl
andV ____to be applied to the memory element (e.g. a MRAM

element, FRAM element, PCM element, STT-RAM element,
ReR AM element, or others) to change the state of the memory
clement.

FIGS. 8A-8B illustrate examples of I-V responses for
selector elements according to some embodiments. These
plots are given as an illustration and are not assuming any
particular scale of the axes. In FIG. 8A, a current voltage
response, (e.g., I-V curve), for a selector element employed in
a unipolar device 1s shown. The current can start from low
current (substantially zero current) at zero voltage, and can
increase until the threshold voltage V . . 1sreached along
line 820. As discussed previously, when the threshold voltage
1s reached, the semiconductor material exhibits snapback and
the voltage across the selector element decreases as 1llustrated
by line 830. As the voltage continues to increase, the current
will continue to rise (not shown) as dictated by the resistance
of the memory element with only a small influence by the
selector element.

FIG. 8B shows a current response for a selector element
that can be used for bipolar memory cells, (Note: the absolute
value of current 1s shown, regardless of the current direction).
The current response curve can be similar 1n both positive and
negative polarities. The current can start from low current
(substantially zero current) at zero voltage, and can increase
until the threshold voltage V., . 1sreached along line 820
(or line 822 for negative voltages). As discussed previously,
when the threshold voltage 1s reached, the semiconductor
material exhibits snapback and the voltage across the selector
clement decreases as illustrated by line 830 (or line 832 for
negative voltages). As the voltage continues to increase, the
current will continue to rise (not shown) as dictated by the
resistance of the memory element with only a small influence
by the selector element. As shown, both curves are plotted on
the upper half of an I-V coordinate, but 1n general, the left half
can be plotted on an (-1)-(-V) axis while the right half can be
plotted onI-V axis. This approach can account for a linear-log,
plot, for example, with the voltage axis being linear and the
current axis bemng logarithm. In some embodiments, the
curves can be symmetrical, (e.g., Vo -~V . .., and
ViroidY Hota-1)-

FIG. 9 illustrates a schematic representation of an NVM
cell 900, 1n accordance with some embodiments. NVM cell
900 may 1include first electrode 902, switching layer 904,
selector element 906, embedded resistor 908, and second
clectrode 910. As discussed previously, the NVM cell may be
one of MRAM, FRAM, PCM, or ReRAM memory technol-
ogy. In some embodiments, selector element 906 includes an
MSM stack as discussed previously.

In some embodiments, the MSM stack includes a first
conductive layer 906 A, a semiconductor layer, 9068, and a
second conductive layer, 906C. In some embodiments, the
first conductive layer and the second conductive layer may be
one of titantum nitride, carbon, tungsten, or combinations
thereot. In some embodiments, the first conductive layer and
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the second conductive layer may be the same material(s),
leading to symmetric behavior. In some embodiments, the
first conductive layer and the second conductive layer may be
different material(s), leading to asymmetric behavior. In
some embodiments, the first conductive layer and the second
conductive layer may be a bilayer of carbon and tungsten,
wherein the carbon layer 1s adjacent to the semiconductor
layer. The thickness of each of the conductive layers of the
MSM stack may be between about 20 nm and about 70 nm,
such as about 50 nm.

In some embodiments, the “semiconductor” layer of the
MSM stack includes a nanolaminate as discussed previously.
In some embodiments, the semiconductor layer of the MSM
stack includes a nanolaminate of silicon carbide and silicon
nitride. In some embodiments, the nanolaminate of silicon
carbide and silicon nitride includes between about 40 atomic
% silicon nitride and about 70 atomic % silicon nitride. In
some embodiments, the nanolaminate of silicon carbide and
s1licon nitride 1s formed so that a silicon carbide sub-layer 1s
adjacent to the first conductive layer and the second conduc-
tive layer. In some embodiments, the nanolaminate of silicon
carbide and silicon nitride 1s formed so that a silicon nitride
sub-layer 1s adjacent to the first conductive layer and the
second conductive layer.

In some embodiments, NVM cell 900 has more or fewer
layers than illustrated 1n FIG. 9. For example, an intermediate
layer may be disposed between selector element 906 and
embedded resistor 908 1n order, for example, to 1mprove
clectrical connection between these two components. Simi-
larly, an intermediate layer may be disposed between switch-
ing layer 904 and selector element 906 in order, for example,
to prevent diffusion of species from selector element 906.
First electrode 902 and/or second electrode 910 may be con-
nected to signal lines interconnecting NVM cell 900 with
control circuitry and, 1n some embodiments, with other cells,
if, for example, NVM cell 900 1s a part of a memory array.
Alternatively, first electrode 902 and/or second electrode 910
may be operable as signal lines and, 1n some embodiments, be
shared by other NVM cells. In some embodiments, NVM cell
900 may not include embedded resistor 908. The function of
embedded resistor 908 may be performed by other compo-
nents, such as first electrode 902 and/or second electrode 910.

Furthermore, orientation of layers in NVM cell 900 may be
different from the orientation shown in FIG. 9. For example,
selector element 906 may be disposed between embedded
resistor 908 and second electrode 910. Alternatively, selector

clement 906 may be disposed between switching layer 904
and first electrode 902.

In some embodiments, NVM cell 900 includes first elec-
trode 902 disposed over substrate 901. Substrate 901 may
include other components, such as additional NVM cells
forming an array with NVM cell 900. NVM cell 900 also
includes switching layer 904 disposed over first electrode 902
such that first electrode 902 1s disposed between switching,
layer 904 and substrate 901. NVM cell 900 also includes
selector element 906 disposed over switching layer 904 such
that switching layer 904 1s disposed between first electrode
902 and selector element 906. NVM cell 900 also includes
second electrode 910 disposed over selector element 906 such
that selector element 906 1s disposed between switching layer
904 and second electrode 910. Also shown i FIG. 9 is
optional embedded resistor 908. When present, embedded
resistor 908 may be disposed between selector element 906
and second electrode 910 or some other two components of
NVM cell 900. It should be noted that selector element 906

and switching layer 904 form a stack between first electrode
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902 and second electrode 910 such that selector element 906
and switching layer 904 are connected 1n series within NVM
cell 900.

In some embodiments, the semiconductor layer in the
MSM stack of a selector element includes a nanolaminate of
silicon carbide and silicon nitride. Silicon nitride has a band
gap of ~5.5 eV (depending on the composition and deposition
parameters). Silicon carbide has a band gap in the range of
~1.8-3.0 eV (depending on the composition and deposition
parameters). Further, a nanolaminate of these two materials
may be used to tune the band gap of the layer. This would
allow the layer to maintain the “snapback™ properties dis-
cussed previously, but would have lower leakage current due
to the ability to tune the band gap. The multilayer stack 1s
deposited thick enough to suppress direct tunneling (e.g.
Fowler-Nordheim mechanisms) at voltages lower than about
V /2. In some embodiments, the thickness of the semicon-
ductor layer 1s less than about 30 nm. In some embodiments,
the semiconductor layer includes silicon nitride in a concen-
tration range between about 40 atomic % and about 70 atomic
% (with the remainder being silicon carbide). Conductive
materials with high work function values are used to suppress
thermionic emission (e.g. Schottky emission mechanisms) at
lower voltages. In some embodiments, the two conductive
layers of the MSM stack include the same material. In some
embodiments, the two conductive layers of the MSM stack
include different materials. The conductive layers of the
MSM stack may be one of tungsten, titanium nitride, carbon,
or combinations thereof (e.g. a bilayer of carbon and tung-
sten). The symmetry of the stack results 1n symmetric I-V
behavior under bipolar operation. However, electrodes with
different work function values can be selected to distort the
symmetry of the I-V behavior 1t so desired.

In some embodiments, the semiconductor layer in the
MSM stack of a selector element includes a nanolaminate of
silicon carbon nitride (S1CN) and silicon nitride. Silicon
nitride has a band gap of ~3.5 eV (depending on the compo-
sition and deposition parameters). Silicon carbon nitride has
a reported band gap in the range of ~3.2-4.4 eV (depending on
the composition and deposition parameters). Further, a nano-
laminate of these two materials may be used to tune the band
gap of the layer. This would allow the layer to maintain the
“snapback” properties discussed previously, but would have
lower leakage current due to the ability to tune the band gap.
The multilayer stack 1s deposited thick enough to suppress
direct tunneling (e.g. Fowler-Nordheim mechanisms) at volt-
ages lower than aboutV /2. In some embodiments, the thick-
ness of the semiconductor layer 1s less than about 30 nm. In
some embodiments, the semiconductor layer includes silicon
nitride 1 a concentration range between about 40 atomic %
and about 70 atomic % (with the remainder being silicon
carbon nitride). Conductive materials with high work func-
tion values are used to suppress thermionic emission (e.g.
Schottky emission mechanisms) at lower voltages. In some
embodiments, the two conductive layers of the MSM stack
include the same material. In some embodiments, the two
conductive layers of the MSM stack include different mate-
rials. The conductive layers of the MSM stack may be one of
tungsten, titanium nitride, carbon, or combinations thereof
(e.g. a bilayer of carbon and tungsten). The symmetry of the
stack results 1n symmetric I-V behavior under bipolar opera-
tion. However, electrodes with different work function values
can be selected to distort the symmetry of the I-V behavior if
so desired.

The nanolaminate used for the semiconductor layer of the
MSM stack may be deposited using an ALD process. For
example, a silicon nitride deposition process may involve
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alternating pulses of a silicon containing precursor (e.g., tris
(dimethylamino)silane (3DMAS), silanediamine, N,IN,N',N'-
tetracthyl (SAM 24), trisilylamine (TSA), and the like) and
nitrogen containing precursors (e.g., ammomnia). The deposi-
tion may be performed at temperatures 1n the ranger between
about 200° C. to 450° C. and, in some embodiments, plasma
may be used (1.e., plasma-enhanced AL D) to control density,
deposition rate, and other characteristics of the deposited
layers. Examples of other silicon containing precursors
include (3-Aminopropyl)triethoxysilane (H,N(CH,),S1
(OC,H;),), n-sec-Butyl(trimethylsilyl)amine (C-H, ;NS1),
chloropentamethyldisilane  ((CH;);S181(CH,),Cl),  1,2-
dichlorotetramethyldisilane (JCIS1(CH,),],), 1,3-diethyl-1,
1,3,3-tetramethyldisilazane (C H,,NS1,), 1,2-dimethyl-1,1,
2,2-tetraphenyldisilane ((S1CH,(CH<),),),
dodecamethylcyclohexasilane ((S1(CH,),)s), hexamethyld-
1silane ((S1{CH,);),), hexamethyldisilazane, (CH;),S1INHS1
(CH,),, methylsilane (CH;S1H,), 2,4,6,8,10-pentamethylcy-
clopentasiloxane  ((CH,S1HO).), pentamethyldisilane
((CH,);S151(CH, ), H), silicon tetrabromide (S1Br,), silicon
tetrachloride (Si1Cl,), tetraethylsilane (S1(C,H;),), 2.,4,6,8-
tetramethylcyclotetrasiloxane ((HS1CH,O),), 1,1,2,2-Tet-
ramethyldisilane ((CH,),SiHS1iH(CH,),), tetramethylsilane
(S1(CH;),), n,n'.n"-tri-tert-butylsilanetriamine (HS1(HNC
(CH,),),), tris(tert-butoxy)silanol (((CH,),CO),S10H), and
tris(tert-pentoxy)silanol ((CH,CH,C(CH,),0),S10H).

Some examples of nitrogen containing precursors, which
may be also referred to as reactants, include ammonia (NH,),
alkyl amides, alkyl amines (e.g., tert-butylamine and ally-
lamine), hydrazine (N,H,), and triazine (N,H.).

Some examples of carbon containing precursors, which
may be also referred to as reactants include acetylene (C,H,),
plasma-activated methane (CH,), plasma-activated ethylene
(C,H,), and formic acid vapor (CH,O,).

In some embodiments, the nanolaminate of silicon carbide
and silicon nitride 1s deposited using a PVD process. The
silicon carbide sub-layer(s) of the nanolaminate may be
deposited using a silicon carbide PVD target. Co-sputtering
using an additional carbon target may be employed to adjust
the S1:C rati0. Co-sputtering using an additional silicon target
may be employed to adjust the S1:C ratio. The silicon nitride
sub-layer(s) of the nanolaminate may be deposited using a
silicon nitride PVD target. Typically, the nitrogen concentra-
tion 1n the deposited film 1s lower than that 1n the silicon
nitride target. Therefore, nitrogen may be added to the sput-
tering atmosphere to adjust the Si1:N ratio. Co-sputtering
using an additional silicon target may be employed to adjust
the S1:N ratio. During the deposition of the semiconductor
nanolaminate using the PVD process, the substrate may be
heated to a temperature 1n the range of about 25 Cto about 350
C. The pressure during the deposition may be 1n the range
from about 1 m'lorr to about 10 mTorr. The power density
provided to the targets may be 1n the range from about 0.55
W/cm? (e.g. 25 W applied to a three inch diameter target) to
about 11.0 W/cm” (e.g. 500 W applied to a three inch diameter
target).

In some embodiments, the nanolaminate of silicon carbon
nitride and silicon nitride 1s deposited using a PVD process.
The silicon carbon mitride sub-layer(s) of the nanolaminate
may be deposited using a silicon carbide PV D target sputtered
in an atmosphere that also contains nitrogen. Co-sputtering
using an additional carbon target may be employed to adjust
the S1:C ratio. Co-sputtering using an additional silicon target
may be employed to adjust the S1:C ratio. The silicon nitride
sub-layer(s) of the nanolaminate may be deposited using a
silicon nitride PV D target. Typically, the nitrogen concentra-
tion 1n the deposited film 1s lower than that in the silicon
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nitride target. Therefore, nitrogen may be added to the sput-
tering atmosphere to adjust the Si:N ratio. Co-sputtering
using an additional silicon target may be employed to adjust
the S1:N ratio. During the deposition of the semiconductor
nanolaminate using the PVD process, the substrate may be
heated to atemperature in the range of about 25 C to about 350
C. The pressure during the deposition may be 1n the range
from about 1 mTorr to about 10 mTorr. The power density
provided to the targets may be 1n the range from about 0.55
W/cm” (e.g. 25 W applied to a three inch diameter target) to
about 11.0 W/cm” (e.g. 500 W applied to a three inch diameter
target).

Although the foregoing examples have been described 1n
some detail for purposes of clanty of understanding, the
invention 1s not limited to the details provided. There are
many alternative ways of implementing the imnvention. The
disclosed examples are illustrative and not restrictive.

What 1s claimed 1s:

1. A nonvolatile memory cell comprising:

a first electrode layer;

a selector element;

wherein the selector element comprises a first conduc-
tive layer, a semiconductor layer, and a second con-
ductive layer;

wherein the semiconductor layer comprises a nanolami-
nate formed by a multilayered stack of multiple sili-
con carbide layers alternating with multiple silicon
nitride layers;

a resistive switching memory connected 1n series with the
selector element and having a first resistive state and a
second resistive state having a different resistance than
the first resistive state; and

a second electrode layer.

2. The nonvolatile memory cell as in claim 1, wherein a
concentration of silicon nitride in the semiconductor layer 1s
between about 40 atomic % and about 70 atomic %.

3. The nonvolatile memory cell as in claim 1, wherein a
thickness of the semiconductor layer 1s less than about 30 nm.

4. The nonvolatile memory cell as 1n claim 1, wherein the
first conductive layer comprises one of tungsten, titanium
nitride, carbon, or a combination thereof.

5. The nonvolatile memory cell as 1n claim 1, wherein the
second conductive layer comprises one of tungsten, titanium
nitride, carbon, or a combination thereof.

6. The nonvolatile memory cell as in claim 1, wherein the
first conductive layer and the second conductive layer com-
prise a same material.

7. The nonvolatile memory cell as 1n claim 1, wherein the
first conductive layer and the second conductive layer com-
prise a different material.

8. The nonvolatile memory cell as in claim 1, wherein a
thickness of each of the first conductive layer and the second
conductive layer 1s between about 20 nm and about 70 nm.
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9. The nonvolatile memory cell as 1n claim 1, wherein a
thickness of each of the first conductive layer and the second
conductive layer 1s about 50 nm.

10. The nonvolatile memory cell as in claim 1, wherein one
of the multiple silicon mitride layers directly interfaces the
first electrode layer and wherein another one of the multiple
silicon nitride layers directly 1nterfaces the second electrode
layer.

11. The nonvolatile memory cell as in claim 1, wherein one
of the multiple silicon carbide layers directly interfaces the
first electrode layer and wherein another one of the multiple
s1licon carbide layers directly interfaces the second electrode
layer.

12. A nonvolatile memory cell comprising:

a first electrode layer;

a selector element;

wherein the selector element comprises a {irst conduc-
tive layer, a semiconductor layer, and a second con-
ductive layer;

wherein the semiconductor layer comprises a nanolami-
nate formed by a multilayered stack of multiple sili-
con carbon nitride layers alternating with multiple
silicon nitride layers;

a resistive switching memory element connected 1n
series with the selector element and having a first
resistive state and a second resistive state having a
different resistance than the first resistive state; and

a second electrode layer.

13. The nonvolatile memory cell as 1n claim 12, wherein a
concentration of silicon nitride in the semiconductor layer 1s
between about 40 atomic % and about 70 atomic %.

14. The nonvolatile memory cell as 1n claim 12, wherein a
thickness of the semiconductor layer 1s less than about 30 nm.

15. The nonvolatile memory cell as 1n claim 12, wherein
the first conductive layer comprises one of tungsten, titanium
nitride, carbon, or a combination thereof.

16. The nonvolatile memory cell as 1n claim 12, wherein
the second conductive layer comprises one of tungsten, tita-
nium nitride, carbon, or a combination thereof.

17. The nonvolatile memory cell as 1n claim 12, wherein
the first conductive layer and the second conductive layer
comprise a same material.

18. The nonvolatile memory cell as 1n claim 12, wherein
the first conductive layer and the second conductive layer
comprise a different materal.

19. The nonvolatile memory cell as 1n claim 12, wherein a
thickness of each of the first conductive layer and the second
conductive layer 1s between about 20 nm and about 70 nm.

20. The nonvolatile memory cell as in claim 12, wherein a
thickness of each of the first conductive layer and the second
conductive layer 1s about 50 nm.
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